After abstraction of α-proton of allyl aryl ketones, the generated dienolates of allyl aryl ketones should bind to the R4N + arm of the catalyst via electrostatic interaction. The thiourea group of the catalyst could simultaneously interact with trifluoromethyl ketones via two hydrogen bonds. A non-classic hydrogen bond between C-F bond of trifluoromethyl ketones and C-H bond of aryl substituent of thiourea leads to the most stable interaction. After nucleophilic addition, the vinylogous aldol adducts were obtained with the observed enantioselective results. The ortho-substituents on phenyl rings of allyl aryl ketones should increase the steric effect with pyrrole ring of the catalyst, leading to poor enantioselective results. Figure S28 1 H NMR spectrum of 5a. Figure S56 13 C NMR spectrum of 5j. Figure S62 13 C NMR spectrum of 5l. Figure S68 13 C NMR spectrum of 5n. Figure S74 1 H NMR spectrum of 5q.
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